Experimental conditions. Buckminsterfullerene, C60 (+99.95%) was purchased from Materials and Electrochemical Research (MER) corporation. All solvents and reagents were purchase from Aldrich Chemicals. Chromatographic purifications were performed using silica gel 60 (particle size 0.06-0.2 mm). Analytical thin-layer chromatography was performed using ALUGRAM ® SIL G/UV254 silica gel 60. Nuclear magnetic resonance 1 H-NMR and 13 C-NMR were performed on BrukerInnova 400 Hz except 13 C-NMR and DEPT-135 NMR spectra of 4 which were performed using Bruker AVIII 700 MHz. Chemical shifts are given as δ values. Residual solvent peaks being used as the internal standard (CHCl3; δ = 7.27 ppm; Acetone, δ = 2.05 ppm). Solutions of different concentration were prepared in toluene, HPLC grade, with absorbance between 0.2 and 0.3 using a 1 cm UV cuvette.
Computational Details: Theoretical calculations were carried out within the density functional theory (DFT) framework by using the Gaussian 09, 1 applying density functional theory at the B3LYP level. The basis set of 6-31G+ was used in the calculations.
Electrochemical Measurements: Reduction (Ered) and oxidation potentials (Eox) were measured by cyclic voltammetry with a potentiostat BAS CV50W in a conventional three-electrode cell equipped with a glassy carbon working electrode, a platinum wire counter electrode, and an Ag/AgNO3 reference electrode at scan rate of 100 mV/s. The Ered and Eox were expressed vs.
Fc/Fc + used as external reference. In each case, the measurements were done in a deaerated solution containing 1 mM of a the sample compound in 0.1 M of (n-Bu)4NClO4 in o-DCB:Acetonitrile (4:1) as an electrolyte solution.
Synthesis
Synthesis of compound 2.
Compound 1 (1 eq, 4.78g) was added to a mixture of p-hidroxybenzaldehyde (2.1 eq, 2.36 g), potassium carbonate (2.4 eq, 3.05 g) and 18-crown-6 ether (0.15 eq, 0.36 g) on acetone (306 mL).
The mixture was stirred and heated to 56 o C for 3 days. The solvent was removed under reduced pressure and the crude product was purified by column chromatography (silica gel, eluent: CH2Cl2).
Isolated product was precipitated with hexane to obtain the compound 2 as a white solid (3.93 g, 70,7%). 190.75, 163.81, 150.26, 131.96, 130.02, 124.98, 115.11, 112.40, 68.97, 65.16, 31.89, 29.65, 29.62, 29.57, 29.34, 29.28, 26.10, 22.67, 14.12 . FT-IR (KBr) ν/cm -1 : 3054, 2917, 2850, 2738, 1683, 1602, 1575, 1508, 1425 .
Synthesis of compound 3.
Compound 2 (1 eq, 1.95 g) and (4-nitrophenyl)hydrazine (2 eq, 0.99 g) were dissolved on ethanol absolute (330 mL). Acetic acid glacial (0.2 mL) was added to the mixture. The reaction was stirred under argon and refluxed for 3h. The mixture was cooled at room temperature. The solid was filtrated under vacuum and washed with cold ethanol, to obtain compound 3 as an orange solid (2.2 g, 69% 151.45, 151.15, 141.78, 140.18, 128.73, 128.61, 126.42, 126.36, 115.59, 113.10, 111.59, 69.45, 65.47, 32.69, 30.49, 30.43, 30.22, 30.15, 26.91, 23.38, 14.26 . FT-IR (KBr) ν/cm 
Synthesis of compound 4.
N-Bromosuccinimide (4 eq, 180 mg) was added to a solution under argon of compound 3 (1 eq, 223 mg) on chloroform (200 mL). The mixture reaction was stirred at room temperature for 90 minutes and the solvent was removed under reduced pressure. The crude of the bromination of bishydrazone and C60 were dissolved on toluene (100 mL), and triethylamine (2 mL) was then added, under argon.
The reaction was stirred at room temperature overnight. The solvent was remove under reduced pressure, and the crude was loaded on column chromatography (silica gel, eluent: carbon disulfide:toluene (from 1:0 to 0:1)). The isolated isomer was precipitated on pentane (x4), methanol S4 (x5) and diethyl ether (x3). preparative HPLC was used for purification, to obtain a brown solid (64 mg, 16% 150.10, 149.93, 149.88, 148.96, 148.83, 148.66, 148.63, 148.60, 147.27, 146.85, 146.83, 145.70, 145.33, 145.27, 144.94, 144.65, 144.42, 144.38, 144.09, 143.97, 143.88, 143.84, 142.43, 142.39, 142.03, 141.91, 141.53, 141.33, 139.13, 137.13, 135.06, 130.41, 125.51, 124.76, 123.57, 119.46, 114.88, 114.05, 111.68, 90.04, 81.55, 33.70, 31.93, 31.90, 30.16, 30.05, 29.70, 29.64, 29.62, 29.51, 29.44, 29.36, 29.34, 29.09, 28.97, 27.11, 26.70, 26.20, 23.18, 22.68, 19.73, 14.18, 14.12, CDCl3) δ/ppm: 130.43, 125.53, 119.48, 114.90, 111.70, 68.81, 62.91, 33.71, 31.91, 29.71, 29.69, 29.65, 29.63, 29.45, 29.35, 29.10, 26.21, 22.69, 14.13 . UV/vis (Toluene) λ/nm (log ε): 
AFM studies.
AFM images were recorded in tapping mode and in air conditions using a Multimode 8 system with a NanoScope V controller from Bruker. RTESP-300 Bruker cantilevers with a resonance frequency of 300 kHz and a nominal force constant of 40 Nm -1 were used. The images were processed using WSxM (freely downloadable scanning probe microscopy software from http://www.wsxmsolutions.com/). i Due to the high solubility of the molecule in different organic solvents, a strategy for the control of the molecule organization on surface based on a drop-casting deposition method was developed.
The samples investigated by AFM were prepared by drop-casting on HOPG and mica substrates of 20 µL of toluene and dichloromethane bis-pyrazolinofullerene solutions with different concentrations. This study allows us to set a range of concentrations (6 nM -6pM) in which the organization of the compound on surface can be studied.
S14
The topography images of the drop casted dichloromethane solutions with a 6 pM concentration show the formation of layers on mica and HOPG substrates. When the concentration of the drop casted solution is reduced to 0.06 pM a layer, with a homogeneous height of 1.5 nm is observed on HOPG. This height corresponds with a bis-pyrazolinofullerene single molecule, so it could be considered that single islands of the compound are formed on surface. In order to study how the solvent is involved on the self-assembly process, toluene solutions of the compound were prepared and drop casted on mica and HOPG substrates. A study of the organization in function of the solution concentration were performed in order to set a concentration range in which the organization on surface of the molecule can be studied.
When 20 µL of 6 pM bis-pyrazolinofullerene toluene solutions are drop casted on HOPG, onedimensional structures of the compound on surface are observed. The fibers are characterized by a low length, heterogeneous height and low persistence length. In a detailed view it could be seen a discontinous morphology of the fibers structure ( fig S19) and a heterogeneous height along the one-dimensional organization. 
S15
In order to prove that the organization process is mediated by a surface-molecule and moleculesolvent interaction, 20 µL of the 6 pM toluene solution was drop-casted simoultaneously on mica. AFM topography images show the presence of another type of bis-pyrazolinofullerene organizations, but no one-dimensional assembling has been observed on mica surface. layers with homogeneous height and well defined morphology. One-dimensional structures with a higher length were also observed in this samples, but in this case the fiber density on surface was considerably lower. When the solvent evaporation take place at ambient conditions without any control, the formation of one-dimensional structures is promoted. There was also observed layers, but with a poor organization. 
